A microscopic mechanism governing the initiating step in the high-field aging of crystalline polyethylene is proposed, based on density functional calculations and ab initio molecular dynamics simulations. It is assumed that electrons, holes, and excitons are present in the system. While the additional individual electrons or holes are not expected to lead to significant degradation, the presence of triplet excitons are concluded to be rather damaging. The electron and hole states of the exciton localize on a distorted region of polyethylene, significantly weakening nearby C-H bonds and facilitating C-H bond scission. The barrier to cleavage of the weakened C-H bonds is estimated and is comparable to the thermal energy, suggesting that this mechanism may be responsible for the degradation of polyethylene when placed under electrical stress, e.g., in high-voltage cables.
I. INTRODUCTION
Degradation of bulk polymeric dielectrics, such as polyethylene (PE), at high electric fields is critical in the dielectric failure of such materials. 1 The detailed chemistry by which such degradation takes place is not well understood, although in general polymer degradation relies on an initiating step in which primary bonds are broken and labile radical groups are created. 2 Data from electroluminescence (EL) and guarded needle experiments 1, [3] [4] [5] [6] indicate that rapid degradation is associated with positive and negative charge distributions passing through each other on a cyclic basis, i.e., on carrier recombination. Interestingly, Laurent et al. 4 have estimated a quantum efficiency for EL from carrier recombination in the range of just 10 −6 , which suggests that the vast majority of the electron-hole pairs (excitons) generated by carrier recombination decay via nonradiative paths. The photons generated by EL are in the UV range (>3 eV) and can certainly cause bond cleavage; however, with such a low quantum efficiency for radiative relaxation, EL is unlikely to dominate polymer degradation. Bond cleavage may result from the creation of charge carriers sufficiently energetic to break bonds. 2 An alternative explanation is that bond scission results from nonradiative exciton recombination, which is consistent with the evidence from the EL and guarded needle measurements.
An understanding of the microscopic mechanism governing the creation of the chemical impurities associated with electrically stressed polymers is of fundamental as well as practical importance. The impurity groups formed as a result of the degradation generally lead to enhanced charge transport, which takes place between the associated localized "trap" states 1, 2, 7-9 which can cause a significant decline in dielectric properties. 2, 10 This is problematic in applications that make use of polymeric insulation, such as high-voltage cables.
A number of reaction paths have been suggested 11, 12 by which functional groups such as ketonic carbonyls -which are the groups most commonly observed after high field aging in PE -might be created. In general, these paths involve the reaction of the radicals produced during the initiating step with O 2 . High field experiments carried out on degassed PE, PE saturated with N 2 or SF 6 , and PE in air indicate that a lack of oxygen impedes degradation, 13 which suggests that oxygen plays an important role in the degradation process.
Previous first-principles studies have elucidated the interchain nature of the conduction states and intra-chain nature of the valence states in PE. 14, 15 A density functional theory (DFT) investigation by Ceresoli et al. into self-trapping of excitons in bulk PE found that the exciton can self-trap on a distortion of a single chain, three C 2 H 4 units in length. 16 A nonradiative exciton recombination path was not identified, and Ceresoli et al. concluded that excitons within the crystalline regions of PE were unlikely to damage the material. Ceresoli et al. also explored the possibility of damage to PE resulting from the nonradiative recombination of excitons trapped at various types of common impurities. 17 The behavior of the exciton was predicted to vary considerably depending on the nature of the impurity. While simple trapping of excitons was predicted at carbonyl defects, nonradiative exciton recombination was a possibility for excitons at vinyl groups and carboxyl groups within PE.
In this paper we use spin-polarized DFT calculations and ab initio molecular dynamics (MD) simulations to demonstrate that a nonradiative exciton recombination path does exist for pure PE. This recombination path, which proceeds by the breaking of a C-H bond, provides a microscopic mechanism governing the initiating step associated with aging in high field regions of PE.
Using DFT-based structural optimizations we studied the thermodynamics of C-H bond-breaking in PE for different electronic states. Electron occupations reflecting the presence of an additional electron in the conduction band, a hole in the valence band, and a triplet exciton were considered; bond-breaking was favored only for PE in the excitonic state.
During the course of that structural optimization the dissociated H subsequently abstracted a second H from the PE to form a H 2 dimer, leaving a pair of reactive -CH·-radicals along the main chains. The final structure, whose energy was 2.4 eV lower than that of the intact PE, was strongly thermodynamically favored. Ab initio MD simulations, in which a triplet exciton is injected into PE, reveal that the C-H bond cleavage occurs rapidly at room temperature, without an extended period of self-trapping. The exciton became selftrapped on a structural distortion characterized by a twist in the PE chains and a lengthening of the C-H bonds in the region in which the exciton is localized. Climbing image nudged elastic band (CINEB) DFT 18 calculations were used to estimate the energetic barrier for C-H bond cleavage and subsequent H abstraction from the distorted structure; the barrier to bond cleavage is comparable to the thermal energy at 300 K. H abstraction is barrierless when it takes place via a chain adjacent to that from which the cleavage took place; for cleavage and H abstraction from the same chain, barriers of 60 meV and 340 meV were estimated, where the final pair of -CH·-radicals were separated by a single -CH 2 -group or were directly adjacent, respectively. We considered the case of an exciton trapped on a pair of adjacent CH· defects and the possibility of radiative recombination leading to formation of a HC=CH vinyl defect in the PE. This path is hindered by the existence of the nonradiative recombination path identified by Ceresoli et al., characterized by a ∼90
• distortion in the H-C-C-H dihedral. A MD simulation reveals that the system undergoes successive transitions between the distorted and undistorted conformations, thereby spending a small but significant amount of time in the excitonic state, which suggests that radiative recombination will eventually occur.
This article is organized as follows: In Sec. II the computational techniques employed are summarized. Section III A presents results on the thermodynamics of C-H bond cleavage for PE in different electronic states. In Sec. III B the results from an ab initio MD simulation in which a triplet exciton was injected into intact PE are discussed. In Sec. III C we explore the barriers to C-H bond cleavage and subsequent H abstraction using the CINEB method, and in Sec. III D dissociation and abstraction from the same chain are considered. In Sec. III E the possibility of radiative recombination for a pair of adjacent -CH·-radicals in PE is explored. Section IV presents a summary of this work and its conclusions.
II. COMPUTATIONAL METHODS
Unless stated otherwise, all DFT calculations were carried out with the Vienna ab initio simulation package (VASP), using the Perdew-Burke-Ernzerhof (PBE) exchangecorrelation functional, 19 with dispersion interactions accounted for using Grimme's D2 method. 20 The combination of the PBE functional and the empirical D2 parameters lead to a PE unit cell of dimensions a = 6.66, b = 4.56, c = 2.55 Å, 21 in fairly good agreement with the experimentally measured values. 22 The D2 dispersion correction results in a negligible increase in computational cost.
A 1 × 2 × 9 supercell of PE was created for the DFT calculations described in Secs. III A, III C, and III E, containing 72 CH 2 units distributed along four chains. A plane wave energy cut off of 520 eV was employed for these calculations, along with a -centered Monkhorst-Pack k-point mesh ensuring approximately 20 special k-points per inverse Å along the reciprocal lattice vectors. For the DFT calculations employing the HSE06 exchange correlation functional 23, 24 the plane wave energy cutoff was reduced to 400 eV, while the same set of k-points as for the PBE calculations were employed. Furthermore, due to the additional expense associated with the HSE06 functional, the structures described were not optimized with the functional; the energies were calculated for the structures arrived at from the optimizations carried out using the PBE-D2 functional. The dispersion interactions for the HSE06 calculations were described using the D2 approach, as described previously.
For the ab initio MD simulation described in Sec. III B, which was also carried out using the VASP package, a 1 × 2 × 9 PE supercell was again used. The supercell employed was disproportionately extended along the (chain) c direction, in order to allow the individual chains to explore such extended conformational twists and distortions as may be associated with localized electron and hole states. 16, 25 The plane wave energy cutoff for the MD simulation was reduced to 300 eV to allow access to relevant time scales within the available computer time. The k-point mesh employed was identical to that used for the structural optimizations. A MD time step of 0.5 fs was employed.
In the MD simulation, the PE was first equilibrated for 0.5 ps in the canonical ensemble, at T = 10 K, where a Nosè-Hoover thermostat 26, 27 was used to enforce the constant temperature. Using the same approach, T was increased to 300 K over a period of 2.5 ps, and then held for 2.5 ps at 300 K. At this point in the simulation, the electron occupations were reset to reflect the S = 1 triplet exciton state (see Sec. III A), the electronic degrees of freedom quenched, and the simulation restarted in the microcanonical ensemble, with the electron occupations fixed, for a simulation time of 3 ps.
III. RESULTS AND DISCUSSION

A. Thermodynamics of C-H bond cleavage
To probe for the possibility and effect of C-H bond cleavage for PE in various electronic states, a single broken C-H bond was introduced into the PE supercell, by increasing the distance between a single pair of bonded C-H atoms to 2.5 Å-well beyond the typical C-H bond length of 1.1 Å. Structural optimizations were then carried out for the supercell, with fixed cell dimensions. The electron occupations were set at the beginning of each optimization, and held constant for its duration, for four distinct cases described below:
(i) All valence bands were doubly occupied; all included conduction bands were empty, (ii) All valence bands were doubly occupied; of the included conduction bands, only the lowest contained a single electron (i.e., an additional electron is placed in the lowest conduction band), (iii) All valence bands were doubly occupied except the highest, which was singly occupied; all included conduction bands were empty (i.e., a hole is placed in the highest valence band), (iv) A triplet exciton, i.e., the lowest energy exciton state, was introduced to the supercell; a spin-down electron was removed from the highest occupied band, while a spin-up electron was simultaneously introduced into the lowest unoccupied band, ensuring a total spin S = 1.
A triplet (singlet) exciton may be formed if an electron and a hole of like (unlike) spin become bound. AC-type high fields are expected to provide ample opportunity for the formation of excitons of both types. Guarded needle measurements indicate that for a 5 μm tip, at fields well below twice the space charge limited field, the charge density near the tip is of the order 10 3 C/m 3 and drops as r −1 away from the tip. 1 Such measurements for PE also indicate that the charge injection is symmetric with respect to polarity. 1 An AC waveform will therefore result in charge densities of order 10 3 C/m 3 passing through each other every half cycle, as the charge at the needle tip reverses. In PE under high AC-type fields the frequent meeting of opposite-polarity charge densities will cause electrons and holes of like and unlike spin to form triplet and singlet excitons, respectively. Figure 1 (a) shows schematically the energy levels associated with PE in the four electronic states. For cases (ii)-(iv) spin-polarized calculations were carried out. Using the approach described for case (iv), the system in the excitonic state can be legitimately modeled, 29 although a detailed description of the interactions between the electron and hole is lacking; such a description in general requires more sophisticated many-body techniques based on the GW-Bethe-Salpeter formalism. 30 The success of constrained semi-local DFT in reproducing the relaxations in the low-energy excited states of a conjugated polymer system, however, 31 suggests that this approach is sufficient for our purposes.
The results of the structural optimizations are summarized in Fig. 1(b) . Cases (i)-(iii) yielded similar results: a re-formation of the broken C-H bond, and a final structure The magnetization density is plotted, with regions of positive magnetization density shown in green, and is tightly localized on the -CH-defects, confirming that these groups contain unpaired electrons, and should be considered as free radicals. The energy levels corresponding to the PE * * + H 2 structure are shown. Illustrations created in part using the VESTA package. 28 resembling PE. For case (iv), on the other hand, the lone H atom, during the course of the optimization, abstracted a second H atom from one of the -CH 2 -units in a chain adjacent to that containing the first -CH-defect, forming an H 2 dimer. In the optimized structure, two neighboring chains each contained exactly one -CH-defect, and the H 2 dimer was present in the space in-between the two defect-containing chains (Fig. 1(c) ). The energy of the resulting system, henceforth referred to as PE * * + H 2 , was compared to that of PE in the triplet state, hereafter referred to as PE (triplet), 32 and found to be lower by 2.4 eV, indicating that dissociation of PE (triplet) is thermodynamically strongly favored.
We note that a dissociative exciton recombination mechanism for PE was not identified in the non-spin-polarized DFT calculations described in Ref. 16 , in which only the -point was sampled. In an attempt to understand why dissociation was found to be a favorable mechanism in these calculations but was not identified as such in those described in Ref. 16 , we repeated calculation (iv) with sampling of only the -point and without spin-polarization (i.e., with the highest valence band and lowest conduction band both half-filled 16, 17 ). We did not find the result of this repeated calculation to be qualitatively different to that of the original calculation (iv), described above, so the origin of the differences with respect to the results of Ref. 16 remain unclear, although we note that there are several other differences (i.e., exchange-correlation functional employed, method of description of the electronion interactions, parameters used to describe the dispersion interactions, etc.) between the computational approach used for the calculations described here and for those of that paper.
A structural optimization was carried out for the PE * * system alone (i.e., PE containing two -CH-defects). The ground state of this system was in the S = 1 state, with one unpaired electron on each of two -CH-defects, indicating that these are radicals. A plot of the magnetization density for PE * * + H 2 ( Fig. 1(c) ) reveals that the unpaired electrons are tightly localized on the -CH-radicals, as expected. The interaction energy between the PE * * and the H 2 in the PE * * + H 2 system was 0.2 eV, where the energy of the H 2 dimer was taken as that of a vapor phase H 2 molecule, confirming an absence of chemical bonding between the two constituent parts. In dissociating from PE (triplet) (schematic energy levels shown in Fig. 1(a) , case (iv)) to PE * * + H 2 (energy levels shown in Fig. 1(c) ) an occupied state and an unoccupied state (of opposite spin) would cross one another. This suggests a path for nonradiative exciton recombination in PE, via C-H bond scission, which provides a mechanism for the initiating step in high-field aging.
The difference in energy between the PE (triplet) and PE * * + H 2 systems was also evaluated using the HSE06 functional, which includes 25% of the exact Hartree Fock exchange, and generally results in band gaps which are significantly closer to experimentally measured values. In that case the dissociated system was found to be 3.5 eV lower in energy than PE (triplet). The disparity of approximately 1.1 eV between the PBE and HSE06 energy differences mainly reflects the wider PE band gap associated with the HSE06 functional, which is larger than that associated with PBE by approximately 1.4 eV. In any case, the HSE06 calculations support the result that the dissociation of PE (triplet) is thermodynamically favorable.
B. Ab Initio MD simulation of exciton injection
Although the calculations just described indicate that dissociative recombination of excitons within PE is a possibility, other recombination mechanisms may present more likely alternatives. The exciton might become stabilized on a conformational distortion for long enough to recombine via radiative or other nondissociative routes. Chemical impurities, abundant in real PE (but not considered here), also offer a potential source of sites at which excitons can become trapped and recombine nondissociatively. 17 To investigate further the fate of excitons in pure PE, an ab initio MD simulation was performed, during which an exciton was injected into PE at temperature T = 300 K. We note that the MD results described here refer to a single representative simulation; other similar simulations were carried out and produced qualitatively similar results.
Figure 2(a) shows snapshots of the system taken during the simulation, after exciton injection (t = 0). Very soon after the injection (t ∼ 45 fs), an H atom dissociated from the main chain, leaving a -CH-defect behind. Approximately 60 fs later, the dissociated H atom abstracted a second H atom from a neighboring chain, as was observed in structural optimization (iv) described above. After H abstraction and formation of the H 2 dimer, the resulting PE * * + H 2 system did not undergo any qualitative structural changes for the remainder of the 3 ps simulation. Figure 2 (c) shows a plot of the magnetization density of the system 121 fs after exciton injection, which indicates that the magnetization in the dissociated system is strongly localized on the CH· radicals, as expected.
The evolution of the Kohn-Sham eigenvalues corresponding to the conduction and valence band edges is plotted in Fig. 2(b) , for −250 fs < t < 250 fs. The energy is referenced to that of the highest occupied eigenvalue for PE at T = 0. Prior to exciton injection, the occupied state fluctuates around a value approximately 0.2 eV above this value. Very soon after injection (after approximately 30 fs), the filled conduction level begins to drop in energy rapidly, while the empty valence level simultaneously increases. The levels meet and cross 48 fs after injection, just as the C-H bond is breaking. For the next 90 fs the eigenvalues fluctuate somewhat violently, as the unbonded H atom moves around among the chains. Approximately 120 fs after injection, the fluctuations become smaller, just as the first H atom abstracts the second H atom. For the rest of the 3 ps simulation, the levels fluctuate around values close to those shown for the PE * * + H 2 system in Fig. 1(c) , as the PE has fully dissociated into PE * * and H 2 . The rapid dissociation of PE (occurring after only a few tens of fs) after exciton injection in the MD simulation suggests that exciton recombination could be responsible for C-H bond scission and radical formation in pure PE at room temperature, and suggests a low energetic barrier to the dissociation. In order to make a quantitative estimate of the barrier to radical formation, we employed CINEB calculations, described in Sec. III C.
FIG. 2. (a)
Snapshots taken at time t during the ab initio MD simulation of PE, where t = 0 refers to the point at which the exciton was injected. Atoms are shaded according to coordination number N C . The snapshots illustrate C-H bond scission and the subsequent H abstraction. (b) Evolution of the highest occupied and lowest unoccupied energy eigenvalues of the system for 250 fs prior to (t < 0) and after (t > 0) exciton injection. The zero of energy is the value of the highest occupied PE eigenvalue at T = 0. The colors of the energy levels correspond to those in Fig. 1(a) . Prior to exciton injection, each of the two levels shown is doubly occupied (the colors shown correspond to spin up states). Upon triplet exciton injection, both hitherto spin-degenerate states split into an occupied spin up (full black lines) and an unoccupied spin down (dotted blue lines) state. (c) Magnetization density plot of the system at t = 121 fs. The magnetization is tightly localized on the -CH-groups along the main chains, indicating that these groups have unpaired electrons. The H 2 dimer is shown in deep red for clarity. Illustrations created in part using the AtomEye package. 33 
C. Energetic barriers to radical formation
The height of the energetic barrier to bond scission was estimated using CINEB DFT calculations, which provides a method to identify saddle points and minimum energy paths between known metastable endpoints. 18 The initial end-points used for the calculations were the intact PE (triplet) structure, and the PE * * + H 2 structure. The electron occupations were set as in structural optimization (iv), such that the first image represents PE in the triplet exciton state, and the last image represents the PE * * + H 2 system in the S = 1 state. It was found that the PE (triplet) system can lower its energy through a distortion of the PE chains, the exciton states becoming localized on the distorted region. The transition from PE (triplet) to the distorted structure (henceforth referred to as PE (localized)) is barrierless (Fig. 3(b) ), and leads to an overall reduction in energy of the system of approximately 30 meV. The PE (localized) system was hence used as an intermediate image in the CINEB calculations, which proceeded as PE (triplet) → PE (localized) → PE * * + H 2 ; the corresponding CINEB estimated minimum energy path is shown by the blue circles and black circles in Fig. 3(b) .
The PE (localized) structure (Fig. 3(a) ) is characterized by a deviation of the C-C-C-C torsional angles with respect to the all-trans PE value of 180
• , by up to ±5 • , as well as a lengthening of the C-H bond lengths of up to 20 mÅ. This twisting of the PE chains is restricted to a region approximately seven C 2 H 4 units in length, with the maximal deviation in torsional angle occurring at the center (i.e., with respect to the chain direction) of the distortion; the 180
• trans
FIG. 3. (a)
The partial charge density associated with the HOMO and LUMO states, which are both half-filled, are plotted for the PE (localized) system. C-H bond lengths and C-C-C-C torsional angles are plotted for the four chains for the PE (localized) system, revealing a twist in the chains as well as a lengthening of the C-H bonds in the region on which the exciton states are localized. (b) Minimum energy paths between the PE (triplet) system and the dissociated PE * * + H 2 (black circles), PE * * (Intra) + H 2 (red diamonds), and PE * * (Adj) + H 2 (green squares) systems, calculated using the CINEB method, are plotted versus the reaction coordinate μ. All paths take place through the PE (localized) system, whose energy is approximately 30 meV lower than that of PE (triplet). The PE (triplet) → PE (localized) path is indicated by the blue circles; the vertical black line indicates the shallow energy minimum associated with the distorted structure. The inset shows a close-up of this region. (c) The PE * * (Intra) + H 2 and the PE * * (Adj) + H 2 structures. The position of the -CH-groups along the chains are indicated by the asterisks in each case. Only two of the four chains in the cell are shown for clarity.
value is recovered for regions of the chains furthest away from the distortion. Likewise, the C-H bond lengthening is restricted to a region approximately four C 2 H 4 units in length and is most pronounced at the center of the distorted region. The highest occupied molecular orbital (HOMO) and lowest unoccupied molecular orbital (LUMO) are both strongly localized on the four C-H bonds for which the bond lengthening is greatest, which suggests a weakening of these bonds; the half-filled LUMO and HOMO states represent the filling of an anti-bonding orbital and the emptying of a bonding orbital, respectively. However, the PE (localized) system remains stable with respect to C-H bond breaking; the CINEB calculations suggest that despite the bond-weakening, a barrier remains to the breaking of the C-H bonds on which the exciton is localized, albeit much smaller than the 4 eV normally associated with C-H bonds. The barrier to C-H bond scission from the PE (localized) structure is indeed very small, estimated at 25 meV, a result which is consistent with the observation of bond breaking in the MD simulation a few tens of fs after exciton injection.
After the initial C-H bond scission, no barrier was associated with the abstraction of the second H from a neighboring chain and the formation of the PE * * + H 2 structure (Fig. 3(b) , black circles), which is consistent with structural optimization (iv). In order to explore the importance of the proximity of the -CH·-radicals in the dissociated structure, CINEB calculations were carried out with alternative endpoints, in which the radicals were positioned along the same PE chain, as described in Sec. III D.
D. Proximity of the CH· radicals
In the structural optimization, as well as in the ab initio MD simulation and the CINEB calculation described in Sec. III C, the C-H bond scission and subsequent H abstraction took place via neighboring chains, meaning that the -CH-radicals produced were separated by a distance approximately equal to the inter-chain separation. Here we are interested in the possibility of the creation of radicals which lie on the same PE chain, which is likely to involve an energetic barrier to abstraction. This was investigated by two further CINEB calculations, in which the PE * * + H 2 end point was replaced by a similar system in which the second CH· radical is on the same chain as the first. Two such possibilities were considered, which are illustrated in Fig. 3(c) : in the first case (referred to as PE(Intra) * * + H 2 ) a single -CH 2 -unit separates the radicals, and in the second case (PE(Adj) * * + H 2 ), the radicals are directly adjacent. For the latter case, the torsional H-C-C-H angle associated with the two CH· radicals was 86
• (i.e., distorted by ∼90
• with respect to the trans H-C=C-H conformation associated with the ground state vinyl defect in PE), and the C-C bond length was 1.46 Å. Such a conformation is reminiscent of the equilibrium geometry of the lowest excited 3 A 1 triplet state of the ethylene molecule, 34, 35 and agrees well with the (spin-unpolarized) DFT optimized values for an exciton trapped at a vinyl defect reported by Ceresoli and co-workers, of 84
• and 1.45 Å. 17 The optimized structures of the PE(Intra) * * + H 2 and PE(Adj) * * + H 2 systems were higher in energy than the original PE * * + H 2 system (i.e., in which the radicals are on neighboring chains) by 0.13 eV and 0.30 eV, respectively. The calculated minimum energy paths between PE (localized) and these structures are shown in Fig. 3(a) by the red diamonds and green squares, respectively. The barrier associated with the initial C-H scission is similar in all cases, although the minimum energy paths to the PE(Intra) * * + H 2 and PE(Adj) * * + H 2 structures include a second barrier, associated with the abstraction of the second H atom, estimated at 60 meV and 340 meV, respectively. The increased energy of the PE(Intra) * * + H 2 and PE(Adj) * * + H 2 systems with respect to the PE * * + H 2 system, and the higher barriers associated with their formation, can be understood in terms of Pauli repulsion and the greater proximity of the like-spin electrons associated with the radicals when abstraction takes place from the same chain as C-H bond scission.
The energetic barrier of 340 meV possibly precludes the dissociation of PE (triplet) into the PE(Adj) * * + H 2 system. A system in which CH· radicals are directly adjacent on the same chain may be attained, however, if an exciton localizes on a pre-existing vinyl defect. 17 In principle, a triplet exciton trapped at such an adjacent pair of CH· radicals, with a H-C-C-H torsional angle of 180
• as for the ground state vinyl defect (referred to here as PE(Adj) * * trans ), may relax back to the S = 0 PE (vinyl) ground state via phosphorescence and the formation of a HC=CH double bond. A nonradiative, nondissociative, recombination pathway is also available, to a S = 1 excited state (referred to here as PE(Adj) * * dist ) via a structural distortion, characterized by a ∼90
• twist in the H-C-C-H dihedral and a reduction in the distance between the two C atoms, as the π bond between them is broken. 17 The final conformation resulting from this distortion resembles the excited state of the ethylene molecule, as has been noted previously. 17 Schematic energy level diagrams shown in Fig. 4(a) illustrate the nonradiative recombination pathway between the triplet exciton PE(Adj) * * trans system and the S = 1 PE(Adj) * * dist distorted system, as well as the radiative pathway between PE(Adj) * * trans and the S = 0 PE (vinyl) ground state.
E. The possibility of radiative recombination
In order to understand more fully the exciton recombination pathways for the PE(Adj) * * system, an ab initio MD simulation was carried out, in which a triplet exciton was injected into a 216-atom cell containing four chains of PE including one vinyl defect and an H 2 dimer (included in the simulation to probe the possibility of H 2 dissociation and C-H re-formation). The energy cutoff, equilibration procedure, supercell size, etc., were the same as for the MD simulation described earlier. Figure 4 shows the evolution of the Kohn-Sham energy eigenvalues and the H-C-C-H torsional angle for −500 fs < t < 3000 fs, where t = 0 is the point at which the exciton was injected. Immediately upon injection, the value about which the torsional angle fluctuated changed from ∼180
• to ∼270
• , and the occupied spin-up conduction and unoccupied spindown valence Kohn-Sham levels crossed each other, indicating (nonradiative and nondissociative) exciton recombination, as the PE(Adj) * * trans system transitioned to PE(Adj) * * dist . Interestingly, however, we see the Kohn-Sham levels re-cross at several points during the simulation (indicated by the vertical red lines), accompanied by simultaneous large deviations in the torsional angle from 270
• . For the periods during which the levels have re-crossed, a radiative transition to the S = 0 PE (vinyl) system is possible. We surmise that radiative recombination will likely occur for an exciton trapped at adjacent CH· radicals in PE, although after a relatively long time, since the amount of time for which radiative recombination is possible (i.e., during those periods when the levels have re-crossed) is small relative to the amount of time when it is not.
An estimate of the energy of the photon released upon the relaxation of the PE(Adj) * * trans (S = 1) system to room temperature, so the distorted structure will be extremely short-lived and cleavage will occur rapidly. 5. Upon C-H bond cleavage, H abstraction is likely to take place via a neighboring PE chain, as this process is energetically barrierless. H abstraction from the same chain in which the first cleavage event occurred is associated with a significant energetic barrier, owing to the Pauli repulsion. 6. An exciton trapped at a pair of adjacent -(CH)-radicals may recombine radiatively to form a vinyl defect. However, this path is hindered by the existence of the nonradiative path identified by Ceresoli et al. Radiative recombination is therefore predicted to take place on a significantly protracted time scale.
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